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Synthesis of a core—shell magnetic
Fes04—NH,@PmMPD nanocomposite for efficient

removal of Cr(vi) from aqueous mediat
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The synthesis of reclaimable adsorbents with satisfactory adsorption performance and easy separation

properties is necessary for environment-related applications. In this study, novel amine-functionalized

magnetic FezO4 (FesO4—NH,)

nanoparticles

coated with poly(m-phenylenediamine) (FesO4—

NH,@PmPDs) were synthesized successfully via oxidation polymerization. The as-prepared FezO4—

NH,@PmPDs with a well-defined core-shell structure were characterized, and their extraordinary Cr(v)
removal capability was investigated. FesO4—NH,@PmPDs exhibit high adsorption capacity (508 mg g3
and fast adsorption rate towards Cr(vi). The abundant nitrogen-containing functional groups on the
surface of Fes04—NH,@PmPDs greatly contribute to the adsorption/reduction of Cr(vi). Moreover, the
intraparticle diffusion model can be used to provide a good explanation of every stage of the process.
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The calculated thermodynamic parameters suggest that the adsorption of Cr(v) onto FezO4—

NH,@PmPDs is endothermic and spontaneous. FesO4—~NH,@PmPDs can be easily separated, and the
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1. Introduction

The existence of hazardous metals in the aquatic environment
has attracted extensive attention because these metals can pose
serious health problems via the food chain.' Chromium (Cr),
resulting from various industrial process such as electroplating,
steel making, pigment manufacturing, and wood preservation,
is the second most abundant inorganic groundwater contami-
nant.>* In the aquatic environment, Cr is present in the main
valence states as Cr(m) and Cr(vi).* Cr(vi) is a hypertoxic
pollutant for humans due to its high water solubility, mobility,
and carcinogenicity.>® Cr(ii), on the other hand, is hypotoxic,
slightly soluble, has poor mobility, and is easy to be precipitated
as hydroxide.® In accordance with the World Health Organiza-
tion (WHO), the contaminant concentration for Cr(vi) in potable
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regenerated adsorbents still maintain high adsorption capacity. The results imply that FezO4-—
NH,@PmPDs can be regarded as a suitable material for the treatment of Cr(vi) from contaminated water.

and surface waters should be less than 0.05 and 0.1 mg L™,
respectively. To remedy the Cr(vi) pollution, there is an urgent
necessity to dispose Cr(vi) before pouring it into river or sea.

Various methods including adsorption, biological degrada-
tion, membrane separation, ion exchange, filtration, etc. are
employed to dispose metal ions from contaminated solutions.”™®
Among these, adsorption is regarded as an efficient way to remove
metal ions from the trade effluent because this method is most
economically favorable and has simple operation and high effi-
ciency.* Moreover, different adsorbents such as clays, modified
activated carbon, Fe® and iron oxides, organic-inorganic
composites, etc. have been applied for the disposal of Cr(vi)."™*”
However, most traditional materials are still far beyond satisfac-
tory for the treatment of Cr(vi) from aqueous medium due to their
low adsorption performance, secondary pollution, and compli-
cated preparation methods. Therefore, the design and investiga-
tion of new materials with high performance for wastewater
treatment are still necessary. In this regard, a number of
researchers have tried their best to fabricate new materials with
more active sites for Cr(vi) adsorption. Moreover, if Cr(vi) could be
reduced to Cr(m), the toxicity might be efficiently reduced. Thus,
endowing the adsorbents with reduction property may greatly
enhance their Cr(vi) removal capability.

Due to its outstanding reducing property and abundant active
functional groups, poly(m-phenylenediamine) (PmPD) nano-
particles seem to be one of the most prospective high-molecular
polymer adsorbents.'*** Nitrogen atoms of amine in PmPD
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(Fig. S1t.) have a lone pair of electrons that can improve its the
adsorption capacity towards Cr(vi) via complexation and reducing
action.> However, few studies have been carried out on their
application in Cr(vi) treatment because the PmPD nanoparticles
are not easy to be separated from an aqueous solution. Magnetic
nanoparticles, especially Fe;O,, have attracted significant atten-
tion for their facile separation property and avoidance of precip-
itation with costly and vast sludge.**> However, easy aggregation,
presence of less active sites, and difficult control in the nanoscale
range for Fe;O, nanoparticles may cause their low adsorption
capacity for Cr(vi) removal (46.79 mg g~ )% The magnetic-core
and polymer-shell structure synergistically combining the
advantages of PmPD and Fe;O, can efficiently overcome the
abovementioned problems. Functional groups are expected to be
coated on Fe;0, for their ability to coordinate Cr(vi/m) ions.>**>°
Moreover, many magnetic nanocomposites have been fabricated
for Cr(vi) removal.****** However, their adsorption capability is far
from being satisfactory. Thus, the development of core-shell
magnetic nanocomposites with high adsorption capability for
Cr(v) removal is still a great challenge.

Therefore, the present study was aimed at the controllable
preparation of Fe;O, by grafting amine-functional groups from
1,6-hexanediamine via one-pot solvothermal method; this
controllable preparation could impede the nanoparticles
against aggregation without disturbing their desirable proper-
ties and enhance the nitrogen compounds. Then, the amine-
functionalized magnetic Fe;O, (Fe;0,~-NH,) nanoparticles
decorated by PmPD (Fe;0,~NH,@PmPDs) can further improve
the nitrogen-containing functional groups for Cr(vi) adsorption
and reduction. The Fe;O,~NH,@PmPD composites can be
easily separated from the contaminated media. Their adsorp-
tion behavior towards Cr(vi) was evaluated, showing exception-
ally high adsorption performance and sensational recycling.
Moreover, detailed investigation of the Cr(vi) adsorbed onto
Fe;0,-NH,@PmPDs implies that Cr(vi) is reduced to Cr(u) by
benzenoid amine groups on Fe;0,~NH,@PmPDs. In conclu-
sion, the design of Fe;0,~NH,@PmPDs provides a novel insight
into the use of core-shell nanoparticles for the Cr(vi) removal,
and these Fe;0,-NH,@PmPDs exhibit tremendous potential
for Cr(vi) removal from Cr-contaminated wastewater.

2. Materials and methods
2.1 Materials

Sodium citrate (NaC¢H;0-), anhydrous sodium acetate (CH;-
COONa), ferric chloride hexahydrate (FeCl;-6H,0), ethylene
glycol (HOCH,),, sodium persulfate (Na,S,0g), 1,6-hexanedi-
amine, and m-phenylenediamine were purchased as analytical
reagents from Sinopharm Chemical Reagent Co. Ltd. and used
without any purification. Storing solution including 360 mg L™*
Cr(vi) was provided by dissolving K,Cr,0,. Milli-Q water was
used for the preparation of solutions in the experiment.

2.2 Preparation of Fe;0,-NH, and Fe;0,-NH,@PmPDs

Fe;0,~NH, nanoparticles were synthesized utilizing one-pot sol-
vothermal method via the morphology-mediated (1,6-
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hexanediamine) and the precursor (FeCl;-6H,0), which were
different from those reported in some previous studies.”*** 1,6-
Hexanediamine (8 g), NaC¢H50; (6 g), and FeCl;-6H,0 (2 g) were
dissolved in (HOCH,), (60 mL) under ultrasonication, and the
mixture was homogenized via magnetic stirring for several hours.
Then, the mixture was placed in a Teflon-lined autoclave and
heated at 200 °C for 10 h. The obtained sample was ultrasonically
washed several times with water and ethanol and then dried in
vacuum.

Fe;0,~NH,@PmPD nanocomposites were synthesized by
a modified ice-water bath method. Briefly, Fe;0,~-NH, (0.3 g)
was added to the aqueous solution (300 mL) under ultra-
sonication for 20 min. After this, the suspension was intensely
stirred at 0 °C for 10 min. Then, m-phenylenediamine and
Na,S,05 were placed in the suspension while maintaining the
state for 5 h. Finally, the as-prepared composites were washed
with water and ethanol and dried in vacuum at 60 °C. Fe;0,—
NH, nanoparticles in different mass ratios with respect to m-
phenylenediamine (4 : 1,1 : 1, and 1 : 4) were fabricated, which
were named as 4 :1Fe;0,-NH,@PmPDs, 1 : 1Fe;0,~-NH,@-
PmPDs, and 1:4Fe;0,~NH,@PmPDs, respectively.

2.2.1 Characterization. The morphologies of the as-
prepared materials were characterized by high-resolution
transmission electron microscopy (HRTEM, JEOL-2010, Tokyo,
Japan). The functional groups of the adsorbents were investi-
gated by Fourier-transform infrared spectroscopy (FT-IR, Nico-
let 8700, Thermo Scientific Instrument, USA) at a spectral
resolving power of 4 cm ™. Thermogravimetric analysis (TGA)
was implemented using the TGA-60/60H thermal analyzer
(Shimadzu, Kyoto, Japan) under a N, atmosphere at a heating
speed of 20 °C min. Powder X-ray diffraction (XRD) patterns
were obtained using a (Philips X'Pert Pro Super X-ray) diffrac-
tometer with Ko source (A = 1.54178 A). The zeta potentials of
the samples were obtained as a function of pH using a Nano-
sizer ZS instrument (Malvern Instrument, UK) at 25 °C. The X-
ray photoelectron spectroscopy (XPS) measurements were con-
ducted using ESCALAB 250 (Thermo-VG Scientific, USA).
Vibrating sample magnetometer (VSM) was employed to test the
magnetism of the as-prepared nanocomposites, and the range
of the magnetic field was between —30 000 and 30 000 Oe. The
core-shell nanoparticles were also investigated via Raman
spectroscopy (RAMANLOG 6, SPEX company, USA) at room
temperature.

2.3 Batch experiments

The adsorption experiments were performed in 10 mL poly-
thene centrifuge tubes. Different volume of adsorbents (1.5 g
L") and Cr(vi) (360 mg L") were added to the suspensions with
the desired concentrations of the solid/solution = 0.15 g L™,
[Cr(vi)] = 60 mg L~". The suspensions were also mixed with
NaCl (0.001, 0.01 or 0.1 mol L") for ionic strength investiga-
tion. Moreover, the desired pH of the suspensions was adjusted
using negligible amounts of 0.1 M HCI or NaOH. For isotherm
and kinetics experiments, pH was controlled at 2.0 and the
temperature was set at 313 K. To achieve the adsorption equi-
librium, the suspensions were shaken for at least 12 h, and

This journal is © The Royal Society of Chemistry 2017
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then, a magnet was used to separate the solid from the solid—-
liquid mixed phase. Finally, the concentration of Cr(vi) was
detected via the spectrophotometric method (Ay.x = 540 nm)
using diphenylcarbazide as the chromogenic reagent.

Recycling of Fe;0,~-NH,@PmPDs was tested using a 0.5 M
NaOH solution as the desorbing agent at room temperature.
The adsorbents were added to the NaOH solution under ultra-
sonication (1 h), intensely stirred (10 h), obtained via magnetic
separation, and washed several times with water. The recycled
adsorbents can be extracted and used for the disposal of Cr(vi)
again.

The concentration of Cr(vi) adsorbed on Fe;O,~-NH, or
Fe;0,~NH,@PmPDs was determined via the differences
between the original concentration (Co, mg L™') and final
concentration (C., mg L™"). Accordingly, the removal% repre-
senting the percentage of Cr(vi) removal as compared to the
initial concentration of Cr(vi), distribution coefficient (Ky), and
the adsorption capacity (C;, mg g~ ') were expressed as
follows:"*

G — G,
Removal (%) = ———< x 100% (1)
0
G-C VvV
Ki= 2 _=x = 2
d C. X m (2)
Cy —
o= =G y 3)
m

where V represents the suspension volume, m is the mass of the
adsorbents. Laboratory data were the mean of triplicate
measurements with errors less than 5%.

3. Results and discussion
3.1 Characterization of Fe;0,~NH, and Fe;0,-NH,@PmPDs

The TEM images of the as-prepared Fe;O,-NH, and Fe;O,-
NH,@PmPD nanoparticles are shown in Fig. 1. The Fe;0,-NH,
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nanoparticles have a mean diameter of ~50 nm and a rough
surface. Moreover, they are transparent materials due to the
presence of a specific ligand (-NH,) on the surface of nano-
particles. The TEM image clearly shows that the core-shell
Fe;0,-NH, nanoparticles are coated with PmPD. The average
thicknesses of PmPD on the surface of 4:1Fe;0,~NH,@-
PmPDs, 1 : 1Fe;0,~NH,@PmPDs, and 1:4Fe;0,~NH,@PmPDs
are approximately 10, 30, and 45 nm, respectively. An HRTEM
analysis indicates that the lattice spacing of 0.484 nm is well
coincident with the (111) lattice plane of Fe;0,,* which is the
crystallographic plane with the highest energy and preferential
for oriented attachment. The energy dispersive X-ray spectros-
copy (EDS) spectra of 4 :1Fe;0,~NH,@PmPDs, 1 :1Fe;0,—
NH,@PmPDs, and 1:4Fe;0,~NH,@PmPDs show that the mass
ratios of Fe and N (Fe : N) are 8.2, 2.6, and 1.2 for 4 : 1Fe;0,—
NH,@PmPDs, 1 : 1Fe;0,~NH,@PmPDs, and 1:4Fe;0,~NH,®@-
PmPDs (Table S17t), respectively.

The XRD peaks of Fe;0,-NH, and Fe;0,-NH,@PmPDs
(Fig. 2A) at 18.35, 30.14, 35.52, 43.12, 53.42, 57.06, and 62.68°
are specified to the indices (111), (220), (311), (400), (422), (511),
and (440) of Fe;0, by MDI jade 6.0, indicating the magnetite
phase with a face-centered cubic structure.® After polymeriza-
tion, the characteristic diffraction peaks are well preserved; this
suggests that the structure of Fe;O, is not affected by the
oxidation polymerization of PmPD.

To verify the chemical components and functional groups in
Fe;0,-NH, and Fe;0,~NH,@PmPDs, FT-IR spectroscopy was
performed. For Fe;0,~NH, nanoparticles, as shown in Fig. 2B, the
peaks are attributed to the Fe-O lattice model of Fe;0, (582 cm ™)
and N-H stretching vibration (874, 1626, and 3436 cm™").?** The
results imply that the amino groups were successfully grafted on
the surface of Fe;O,. Moreover, new peaks appear in the FT-IR
spectra of Fe;0,~NH,@PmPDs, which are ascribed to the C-N
stretching vibration (1270 cm™"), quinoid ring stretching (1620
em '), and benzenoid ring stretching (1500 cm™"), confirming
the coated PmPD on Fe;O,~NH, nanoparticles.*® The abundant
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Fig.1 Representative TEM, HRTEM, and EDS images. FezO4—NH; (A and E), 4 : 1Fes04—NH,@PmPDs (B and F), 1 : 1Fe304—NH,@PmPDs (C and

QG), and 1 : 1Fez04—NH>@PmMPDs (D and H).
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Fig. 2 XRD patterns (A), FT-IR spectra (B), magnetic hysteresis loop (C), TGA (D), and Raman spectra (E and F) of FesO4—NH, and 1: 1FesO4—

NH>@PmMPDs.

nitrogen-containing functional groups on Fe;O,~NH,@PmPDs
can greatly contribute to Cr(vi) adsorption. After Cr(vi) adsorption
(Fe;0,~NH,@PmPDs-Cr), the peaks at 874 and 1500 cm ' of
Fe;0,-NH,@PmPDs-Cr become weaker; this suggests that Cr(vi)
interacts with the nitrogen-containing functional groups. The
relative intensity of quinoid imine (1620 cm™") increases due to
the oxidation of benzenoid amine to quinoid imine during the
reduction of Cr(vi).>

The magnetization hysteresis loops were employed to investi-
gate the saturation magnetization of the adsorbents at room
temperature (Fig. 2C). The saturation magnetizations of Fe;O,~
NH,, 4:1Fe;0,~NH,@PmPDs, 1 :1Fe;0,-NH,@PmPDs, and
1:4Fe;0,~NH,@PmPDs are 80.02, 66.60, 54.46, and 33.65 emu,
respectively, implying a satisfactory magnetic property of the
adsorbents."* Therefore, the Fe;0,-NH,@PmPD composites can
be easily separated from the contaminated media.

The PmPD-coated Fe;0,-NH, nanoparticles were further
confirmed via TGA under a N, atmosphere. The curve of the
Fe;0,-NH, nanoparticles shows the slight weight loss (1.1%) in
the range from 50 to 150 °C due to the removal of moisture and
ethanol in the first step (Fig. 2D); the second weight loss (2.5%)
in the range from 150 to 320 °C is due to the phase trans-
formation of Fe;O,4; the third weight loss (9%) from 320 to
750 °C due to the decomposition of organic moieties indicates
that the surface of Fe;O, is covered with abundant amino
groups. For 1 : 1Fe;0,-NH,@PmPDs, the TGA presents a weight
loss (9.3%) due to the removal of moisture below 150 °C and
a rapid weight loss (43.4%) from 320 to 800 °C due to the
decomposition of PmPD. After heating to 320 °C, the weight of

36234 | RSC Adv., 2017, 7, 36231-36241

the residues for Fe;0,-NH, is greater than that for 1 : 1Fe;0,-
NH,@PmPDs; this confirms that PmPD is successfully grafted
on the surface of Fe;O,~NH,.

Raman spectra of the synthesized Fe;0,~NH, and PmPD are
presented in Fig. 2E. The characteristic peaks of 331, 524, and
670 cm ™' confirm that Fe;O, is composed of the magnetite
phase.*® The peaks in the range from 1300 to 1700 cm ' for
Fe;0,-NH, can be attributed to the in-plane bond-stretching of
sp” hybridized carbon atoms, the presence of defects, and the
specific ligand (-NH,) on the surface of Fe;0,~NH,.*” The
characteristic peaks at ~1573 and ~1352 cm ™' for PmPDs are
attributed to the benzenoid and quinoid bands, respectively.*®
As observed from Fig. 2F, the characteristic peaks of Fe;O,
decrease or completely disappear (especially 670 cm™') in the
spectrum of 1:1Fe;0,-NH,@PmPDs; this indicates that
Fe;0,-NH, is surrounded by PmPDs. This phenomenon is
similar to the change in the other core/shell nanostructures.*

3.2 Effects of mass ratios and adsorbent contents on the
Cr(vi) removal

Cr(vi) adsorbed on Fe;0,~NH,@PmPDs with different mass
ratios (Fe;0,~NH,:PmPD) is shown in Fig. 3A. The adsorption
capacity of Fe;0,~NH,@PmPDs is much higher than that of
Fe;0,-NH,. With the increase of the PmPD loading ratio, the
adsorption capacity of Fe;0,-NH,@PmPDs increases. The more
the addition of PmPD, the more the adsorption increase for
Cr(vi); however, the addition of PmPD does not favor the
magnetic property. It should be noted that the saturation
magnetization of adsorbents gradually decreases with the

©
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Fig. 3 Adsorbents with different mass ratios for Cr(vi) removal (A); the adsorption of Cr(vi) on 1 : 1FesO4—NH,@PmPDs as a function of adsorbent

content (B). m/V = 0.15 g L™ time = 12 h. [Cr(v)] = 60 mg L%,

coating of PmPD; thus, the mass of PmPD should be reasonably
controlled. Based on these reasons, 1 : 1Fe;0,~NH,@PmPDs
should be a suitable adsorbent. To further investigate the
performance of the adsorbent, 1 : 1Fe;0,~-NH,@PmPDs were
chosen as adsorbents in the following experiments.

For a fixed initial concentration of an adsorbate, the adsor-
bent content is a vital factor that determines the adsorption
performance of the adsorbent. Fig. 3B depicts the dependence
of Cr(v1) adsorption on 1 : 1Fe;0,~NH,@PmPDs as a function of
adsorbent contents ranging from 1.25 to 150 mg L™ " with other
variables kept constant. A meaningful result can be found that
the adsorption percentage quickly increases with the increasing
content of 1:1Fe;0,-NH,@PmPDs. The phenomenon is
interpreted as follows: the increased 1 : 1Fe;0,~NH,@PmPDs
lead to abundant active sites for Cr(vi) adsorption.*” The
distribution coefficient K4 is generally employed to research the
affinity of the adsorbent for the adsorbate. The affinity of
1:1Fe;0,-NH,@PmPDs for Cr(vi) ions is almost hardly
dependent on the 1:1Fe;0,~NH,@PmPD contents ranging
from 1.25 to 150 mg L~'. Moreover, the 1 :1Fe;0,~NH,@-
PmPDs have log K4 values above 4.5 mL g~ ', implying the high
affinity of 1:1Fe;0,~NH,@PmPDs for Cr(vi).”” Thereby,
1: 1Fe;0,~NH,@PmPDs can be considered as an applicable
material for the treatment of Cr(vi) from large quantities of
polluted water.

3.3 Effect of pH and ion strength

The as-prepared 1 :1Fe;0,-NH,@PmPDs were employed to
study the Cr(vi) removal at various pH values. It can be seen in
Fig. 4A that as the pH increases from 2.0 to 9.0, the adsorption
capacity of Cr(vi) on 1 : 1Fe;0,-NH,@PmPDs decreases from
approximately 380 to 40 mg g ' at C, (60 mg L"), and its
adsorption versus pH trend is consistent with previously re-
ported research.> The adsorption process for Cr(vi) can be
explained by the physicochemical properties of 1 :1Fe;0,-
NH,@PmPDs and the speciation distribution of Cr(vi) in water
solutions in a specific pH range. The existing state of Cr(vi) is
sensitive to the pH of the solution, as shown in Fig. 4B. At 2.0 <
pH < 4.5, the main existing form is HCrO, (nearly 100%).
When pH > 4.5, as the HCrO,  species reduces, the CrO,*~
species increases and goes up to nearly 100% at pH 9.0. The
other species maintain a small amount without changing
obviously in the range of pH from 2.0 to 9.0. The zeta potential

This journal is © The Royal Society of Chemistry 2017

of 1:1Fe;0,~NH,@PmPDs, depending on the property of the
particles surface, was investigated, as shown in Fig. 4C. The zeta
potentials > +30 mV at pH 2.0-3.0 suggest the excellent stability
of 1 : 1Fe;0,-NH,@PmPDs.* The point of zero charge (pH,p.)
value of 1:1Fe;0,~NH,@PmPDs is ~6.4. The surface of
1: 1Fe;0,~NH,@PmPDs is positive at pH < pH,,. and negative
at pH > pH,p.. Cr(vi) removal by 1:1Fe;0,~-NH,@PmPDs
decreases with the pH values increasing from 2.0 to 9.0 due to
surface complexation and reduction reaction. When pH < 6.4,
Cr(vi) ions can be easily adsorbed on the surface of 1 : 1Fe;0,-
NH,@PmPDs due to the negatively charged Cr(vi) ions that are
deemed to show a strong attraction for the positively charged
1: 1Fe;0,~NH,@PmPD surface. Moreover, the complexation of
Cr(vi) by amine groups accompanied by the reduction of
Cr,0,> to Cr’** also contributes to the Cr(vi) removal. When pH
> 6.4, CrO4”>~ would be repelled from the negatively charged
surface, and the poor adsorption performance is caused by the
lack of electrostatic affinity and the less amount of Cr,0,>~
reduced by benzenoid amine. Therefore, Cr(vi) removal could
reach the maximum value at low pH in this study. It can be seen
from Fig. 4D that the solution pH increases after Cr(vi) is
adsorbed on 1 : 1Fe;0,-NH,@PmPDs. It is mainly due to the
consumption of H' during the protonation of amine groups
(-NH,) to -NH;" form for the complexation of Cr(vi).*** More-
over, the reduction of Cr(vi) by benzenoid amine occurs along
with the consumption of H' or generation of OH™ in the
reduction phase, and the reaction equations can be shown as
follows:"”

Cr,07%~ + 14H" + 6e — 2Cr’" + TH,0 (4)

Cr,0,*~ + TH,0 + 6¢ — 2Cr(OH);(aq) + SOH ™ (5)

Investigation of ionic strength is conducive to verify the
practical usability of 1 : 1Fe;0,~NH,@PmPDs for the treatment
of Cr(vi)}-contaminated water. The ionic strength has an effect
on the electrostatic attraction for changing the electric double
layer thickness and interface potential, which can be inter-
preted by outer-sphere or inner-sphere surface complexation.*
The outer-sphere complexation, including electrostatic inter-
action, is sensitive to ionic strength, but the inner-sphere
complexation is insensitive to ionic strength due to the
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Fig. 4 Effect of pH on Cr(vi) adsorption on 1: 1Fez0,—NH,@PmPDs at different ionic strengths (A); distribution of Cr(vi) species in aqueous
solutions (B); zeta potentials of 1 : 1Fes04—NH,@PmPDs at various solution pH values (C); and the change of initial pH and final pH (D). m/V =

0.15g L%, time = 12 h, [Cr(v)] = 60 mg L.

formation of strong chemical bonds between the adsorbate and
functional groups.** The weak interaction of foreign ions for
Cr(v1) adsorption indicates that the adsorption process accords
to the inner-sphere surface complexation. In conclusion, the
results suggest that the complexation of Cr(vi) by the nitrogen-
containing groups and the reduction of Cr(vi) to Cr(m) via
amine groups are the principal factors promoting the
adsorption.

3.4 Adsorption isotherm

The adsorption isotherm is regarded as one of the fundamental
information about the adsorption process. The adsorption
isotherms of Cr(vi) onto the 1 : 1Fe;0,~NH,@PmPDs at 298,
313, and 328 K were obtained and are displayed in Fig. 5A.
Obviously, the adsorption capacity is highest at 328 K and
lowest at 298 K, implying that the increase in temperature is
beneficial to Cr(vi) removal via 1 : 1Fe;0,~NH,@PmPDs.

The Langmuir, Freundlich, and Temkin models were used to
fit the isotherm data.”**>*® These equations are represented as
follows:

Langmuir equation:

e ©
CS Cmaxb Cmax
Freundlich equation:
1
lgC, =1gKr + p lgCe (7)
Temkin equation:
C;=BIn Kt + Bln C, (8)
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RT
B=—
br

(9)
where b is the constant of the isotherm equations. Cpay (mg g™")
represents the maximum adsorption capacity of Cr(vi) onto
1:1Fe;0,-NH,@PmPDs. K¢ and 1/n reflect the adsorption
performance and the adsorption intensity. B represents the heat
of adsorption. R is 8.314 J (mol K)™* and T (K) represents the
temperature. Ky and by are related to the maximum binding
energy and heat of adsorption, respectively. The obtained
parameters calculated from the isotherm equations are given in
Table 1. The correlation coefficients R* of the Langmuir model
are higher than those of other models for three different
temperature conditions, indicating that the Langmuir model
can satisfactorily depict the adsorption process. The calculated
maximum adsorption capacities are 675, 610, and 508 mg g~ " at
328, 313, and 298 K, respectively. The maximum adsorption
capacities for 4 :1Fe;0,~NH,@PmPDs, 1 : 1Fe;0,~-NH,@-
PmPDs, and 1:4Fe;0,-NH,@PmPDs were also investigated
(Fig. S2 and Table S17). Especially, the maximum mass ratios
between the adsorbed Cr(vi) and the N-based group are about
3.68, 3.65, and 2.79 for 4 : 1Fe;0,~NH,@PmPDs, 1 : 1Fe;0,-
NH,@PmPDs, and 4 :1Fe;0,-NH,@PmPDs, respectively.
Compared with those of other magnetic adsorbents, as shown
in Table 2, the adsorption capacity of 1 : 1Fe;0,~NH,@PmPDs
is significantly better. The excellent adsorption performance
can be attributed to the abundant nitrogen-containing groups
on the Fe;O, surface. The 1 : 1Fe;0,~NH,@PmPDs can offer
more active sites than the reported adsorbents, and the
adsorption-reduction method is a good strategy for the removal
of Cr(v1).*****” The Freundlich model and Temkin equation can
also show some available information with high credibility in
mathematics. From the Freundlich model, the values of 1/n in

This journal is © The Royal Society of Chemistry 2017
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Fig. 5 The adsorption isotherms of Cr(vi) on 1 : 1Fes04—NH,@PmPDs (A) and the simulations with Langmuir (B), Freundlich (C), and Temkin (D)

models at three different temperatures. m/V = 0.15 g L™, time = 12 h.

Table 1 The parameters for Langmuir, Freundlich, and Temkin models for Cr(v) adsorption on 1 : 1IFez04—NH,@PmPDs

Model Langmuir Freundlich Temkin

TK)  Cuulmgg?)  bLmgl) R K n R Ke@Lmg?)  be(moll) R
298 508 0.116 0.996 232 0.152 0.994 19.42 40.22 0.986
313 610 0.156 0.995 306 0.135 0.959 70.97 40.82 0.933
328 675 0.267 0.996 379 0.120 0.981 368.2 44.18 0.956

the range between 0 and 1 demonstrate that the adsorption
process is an advantageous and chemisorption process,*® and
the values of Ky increasing in the wake of increasing tempera-
ture suggest an endothermic process.” The values of Kt and by
highly confirm the strong interaction between Cr(vi) and
1: 1Fe;0,~NH,@PmPDs and the adsorption process corre-
sponding to the chemical reaction process.

The thermodynamic parameters of Gibbs free energy change
(AG°), enthalpy change (AH®), and entropy change (AS°) were
employed to explore the thermal properties of the adsorption
process. The functions are represented as follows:

AG° = —RTIn K° (10)
AS®  AH°
0 p— —_
InK" = (11)

where K° represents the thermodynamic equilibrium constant
and In K° is calculated via plotting In Ky versus C. with extrap-
olating C. to 0. The thermodynamic parameters of Cr(vi)
adsorption on 1 : 1Fe;0,~NH,@PmPDs are shown in Table 3.
The positive values of AH° increase as the temperature
increases; this implies an endothermic adsorption process of
Cr(vi) adsorption on 1 : 1Fe;0,~NH,@PmPDs. The values of
AG° also become more negative as the temperature increase;

This journal is © The Royal Society of Chemistry 2017

this indicates that Cr(vi) is beneficial to be adsorbed at high
temperatures, and the process is spontaneous. Moreover, the
positive AS® suggests that the randomness increases at the
solid/solution interface with Cr(vi) adsorbed on 1: 1Fe;0,-
NH,@PmPDs.

3.5 Adsorption kinetics

The kinetics of Cr(vi) removal by 1 : 1Fe;0,~NH,@PmPDs is
presented in Fig. 6A. The Cr(vi) adsorption is rapid within
200 min, in which about 80% of Cr(vi) is disposed of by
1: 1Fe;0,~NH,@PmPDs; this is attributed to the abundant
surface active sites for the Cr(vi) surface adsorption/reduction
reaction.”> Then, the Cr(vi) removal considerably slow down
until it reaches equilibrium at 500 min, as well as approximately
10% Cr(v1) is adsorbed due to the relatively low residual Cr(vi)
interacting with the Cr-coated 1 :1Fe;0,~-NH,@PmPDs. In
a practical application, the optimal contact time can be selected
according to the adsorption kinetics.

To further investigate the underlying kinetics of Cr(vi)
adsorption onto 1 : 1Fe;0,-NH,@PmPDs, the pseudo-second-
order kinetic and the intraparticle diffusion model were
employed to simulate these experimental kinetic data.”**
Moreover, the parameters for kinetic equations are shown in

RSC Adv., 2017, 7, 36231-36241 | 36237
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Table 4 The fitted kinetic parameters for Cr(vi)
1:1Fez04—NH,@PmPDs*

adsorption on

Adsorbents pH Cmax (Mg g7 ") Ref.

PEI-immobilized magnetic beads 2.0 137.70 1

Polypyrrole/Fe;0, magnetic 2.0 169.49 42

nanocomposite

Fe;0, nanoparticles 2.0 20.163 45

Polydopamine/chitosan/Fe;0, 2.0 151.51 46

Ethylenediamine-Fe;0, 2.0 81.50 47

1: 1Fe;0,~NH,@PmPDs 2.0 508 This
study

Table 3 Thermodynamic parameters for Cr(v) adsorption on
1: 1Fe304—NH,@PmPDs

T AG° AS° AH°

(K) (kJ mol ™) (J (mol K) ™) (kJ mol ™)
298 —5.736 203.1 54.79

313 —6.204 57.37

328 —6.645 59.97

Table 4. Among them, the correlation coefficients suggest that
the pseudo-second-order kinetic equation can commendably
depict the entire adsorbent systems. The adsorption of Cr(vi) on
1: 1Fe;0,~NH,@PmPDs is mostly chemisorption involving the
complexation of Cr(vi) and then reduction of Cr(vi) to Cr(im)
through amine groups.** Some of the forefathers' research also
confirm that the Cr(vi) removal can be well described by the
pseudo-second-order kinetic model.>"”

The removal of Cr(vi) on 1:1Fe;0,-NH,@PmPDs may
undergo many steps during the whole reaction process. Thus,
the intraparticle diffusion model was employed to simulate
these experimental kinetic data aiming at distinguishing the
different stages.*® As observed from Fig. 6B, adsorption is not
the sole step of the rate-limiting reaction because the plots of ¢,
versus t"* do not yield a straight line passing through the
origin.? The whole adsorption process can be divided into four
sections as follows: (i) Cr(vi) rapidly reaches the external surface
of 1 : 1Fe;0,~NH,@PmPDs on account of abundant active sites
for Cr(vi) instantaneous adsorption; (ii) the adsorption slows

1:1Fe304-

Model Equation Parameters NH,@PmPDs
Pseudo r 1 t k(g (mgmin)™")  0.000037
second C, kG2 + Ce Ce(mgg™ 417
order R 0.996
Intraparticle  C, = kjqt"? + A The first stage
diffusion kia (g (mg min)™")  27.37

A(mgg™h —44.91

Rid® 0.995

The second stage

kia (g (mg min)™")  7.32

A(mgg ) 220.63

Rid* 0.998

The third stage

kia (g (mg min)™")  2.04

A(mgg™ 321

Rid* 0.936

The fourth stage
Kia (g (mg min)™") 0
A(mgg™) 368
Rig® 1
@ ka, kia, and A are the constants of the kinetic equations. C. and C, are

the amount of Cr(vi) adsorption onto 1 :1Fe;0,~NH,@PmPDs at
equilibrium and at time ¢.

down because the rate-limiting step for Cr(vi) diffusion into the
pore microstructure or the interspace of nanoparticles;*>** (iii)
the intraparticle diffusion slows down considerably due to the
low residual Cr(vi) and the interaction with the consumed
functional groups; and (iv) Cr(vi) adsorption reaches equilib-
rium in the final stage, which is excellently stable.

3.6 Adsorption mechanism

XPS was employed to accurately analyze the surface chemical
compositions of 1 : 1Fe;0,~NH,@PmPDs before and after Cr(vi)
adsorption. In the survey spectra, the peaks including C 1s, O
1s, N 1s, and Cr 2p can be observed (Fig. 7A). New peaks emerge
nearby the binding energy of 577.5 eV, corresponding to the
photoelectron spectra of Cr 2p, suggesting Cr(vi) adsorption on
the near surface of 1:1Fe;0,~NH,@PmPDs. Moreover, the
spectra of Cr 2p shows two peaks: Cr 2ps,, (577.8) and Cr 2p,,

(Ao (B) 400
~
X Y24 3504 nus-E Ea-uau
2 604 )
= %1.6 =3 3004
2 30 - 81 2501
g o E 0.8 = 2001
- ~z
_ Soo 1501
= -301 =700 200 0 400 600 800
% Time(min) 1004
[ S 200 400 600 800 5 10 15 20 25
Time(min) £2(min!2)

Fig. 6 The effect of contact time on adsorption capacity of 1 : 1FesO4—NH,@PmPDs and fitting of the pseudo-second-order kinetic model (A)
and intraparticle diffusion model (B). m/V = 0.15 g L%, [Cr(w)] = 60 mg L™%.
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Fig.7 XPS wide spectra of 1 : 1Fes04—NH,@PmPDs before and after Cr(vi) adsorption (A), Cr 2p (B), N 1s XPS spectra of 1 : 1FesO4—NH,@PmPDs

(C) and 1 : 1Fes04—NH,@PmMPDs with Cr(vi) adsorbed (D).

(587.0) via the high-resolution XPS spectrum (Fig. 7B). The
broad peak of Cr 2p;3, can be divided into two peaks at the
binding energies of 578.1 and 576.3 eV, corresponding to the
features of Cr(vi) and Cr(m), respectively.*® Moreover, it indicates
that part of adsorbed Cr(vi) has been reduced to Cr(m) on the
surface of 1: 1Fe;0,-NH,@PmPDs. For comparison, the mass
rates of Cr(m) and Cr(vi) adsorbed onto the surface of
1: 1Fe;0,~NH,@PmPDs are calculated to be 53.3% and 46.7%,
respectively. The changes of N 1s were also investigated by the
high-resolution XPS spectra (Fig. 7C and D). Before Cr(vi)
adsorption, the broad peak of N 1s can be divided into two
peaks at the binding energies of 399.0 eV, corresponding to the
benzenoid amine groups (-N=, 12%), and 399.79 eV, corre-
sponding to the quinoid imine groups (-NH-, 88%), indicative
of the grafted PmPD on the surface of Fe;0,.”° In addition, the
mass fractions of benzenoid amine groups and quinoid imine
groups for 1:1Fe;0,~NH,@PmPDs are about 2.01% and
14.70%, respectively (Table S1t). New peak appears at the
binding energy of 400.58 €V, corresponding to -N="(35%) after

Fe;0,
Magnetic separation

Benzenoid amine Quinoid imine
Cr(VI) is reduced to Cr(III)

Inner-sphere surface complexation

Mo [t v

%N Complexation with Cr(VI) and Cr(III)

Fig. 8 The schematic of Cr(vi) adsorption and reduction mechanisms.

This journal is © The Royal Society of Chemistry 2017

Cr(vi) adsorption. The phenomenon indicates that the increased
-N= can be produced by -NH- during the course of reduction
of Cr(vi) to Cr(m). Moreover, -N=""is derived from the in situ
doping of H' and positive Cr(m) on quinoid imine. The
consumption of H" also contributes to the increase of solution
pH after Cr(vi) adsorption. The results agree well with the FT-IR
analysis results stating that the adsorption of Cr(vi) occurs via
the nitrogen-containing functional groups, and then, Cr(vi) is
reduced to Cr(m) following the oxidation of benzenoid amine to
quinoid imine.

Based on the abovementioned analyses and discussion, the
Cr(v1) adsorption mechanism is illustrated in Fig. 8. The Cr(vi)
adsorption involves the following steps: (i) Cr(vi) species are
adsorbed by the abundant surface active sites from -NH, and
PmPD via the inner-sphere surface complexation; (ii) Cr(vi) is
reduced to Cr(m) by benzenoid amine groups from PmPD; and
(iii) Cr(m) readily interacts with imino groups through
coordination.

3.7 Recycle and desorption performance

The recycle performance of 1 : 1Fe;0,~NH,@PmPDs is a prin-
cipal factor to assess the cost-effectiveness of the adsorbents.
Desorption of the adsorbed Cr(vi) from 1 :1Fe;0,-NH,@-
PmPDs was carried out with NaOH (1mol L™ ') because the
affinity of 1:1Fe;0,~NH,@PmPDs gradually weakened with
the increasing pH. As observed from the Fig. 9, the adsorption
capacities of five cycles are 389, 367, 343, 337, and 332 mg g ',
respectively. The results indicate that the adsorption capacity
still retains a high level during the repeated adsorption and
desorption operations. The recovered nitrogen-containing
functional groups and the remaining imino groups of Fe;0,-
NH,@PmPDs can act as the surface active sites for the
adsorption of Cr(vi) in the next cycle. The inset image of the

RSC Adv., 2017, 7, 36231-36241 | 36239
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Fig. 9 Recycling of 1: 1Fe304—NH,@PmPDs for Cr(vi) removal using
0.01 mol L™! NaOH.

separation using an external magnet suggests that Fe;O,—
NH,@PmPDs can be easily separated from the solution.

4. Conclusions

In this study, Fe;0,-NH,@PmPDs were successfully synthe-
sized with a uniform well-defined core-shell structure for the
removal of Cr(vi) from the Cr-contaminated solutions. The as-
prepared Fe;O,-NH,@PmPDs enable a rapid magnetic separa-
tion and exhibit abundant nitrogen-containing functional
groups towards Cr(vi) adsorption/reduction. The adsorption
capacity (508 mg g ) of Fe;0,~NH,@PmPDs at 298 K suggests
an efficient Cr(vi) removal than those of other magnetic adsor-
bents, and the thermodynamic experiments reveal that the
adsorption process is spontaneous and endothermic. The whole
adsorption process follows the intraparticle diffusion model,
which can be divided into four reaction stages. The adsorption
of Cr(vi) on the surface active sites of Fe;0,~-NH,@PmPDs and
the reduction of Cr(vi) to Cr(m) via benzenoid amine are suitable
to explain the removal of Cr(vi) by Fe;0,~-NH,@PmPDs. Recycle
experiments suggest that the adsorption capacity of Fe;O,—
NH,@PmPDs still maintains a high level for Cr(vi) removal.
Therefore, Fe;0,~NH,@PmPDs could be a promising potential
candidate for the treatment of Cr(vi)-contaminated water.
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